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(57] ABSTRACT

Disclosed are acrylic fibers for producing carbon fibers
having deposited thereon an aqueous o0il composition.
The aqueous o1l composition contains an o1l component
an organic anti-oxidant, and a linear-chain organo sili-
cone as necessary components.

6 Claims, No Drawings



4,496,631

1

ACRYLIC FIBERS FOR PRODUCING CARBON
~FIBERS

BACKGROUND

This invention relates to acrylic fibers for producing
carbon fibers. |

Carbon fibers are produced and used on a large scale
as reinforcing fibers for composite materials to be used
in many fields including aircraft, spacecraft, pressure
vessels to be placed on the sea bed, and sporting goods
such as golf shafts, tennis rackets, and fishing rods due
to their excellent physical and chemical properties.

As the raw fiber materials for producing such carbon
fibers, or precursors, viscose fibers, acrylic fibers, and
pitch fibers are typically employed. It is well known
that these precursors are converted to carbon fibers
generally through the process of oxidizing them in an
oxidative atmosphere at 200° to 400° C. to render them
flame-resistant or infusible and carbonizing the thus

oxidized fibers in an inert atmosphere at elevated tem-
peratures of at least 800° C.

The precursors to be rendered flame-resistant or 1n-
fusible and then carbonized or graphitized under the
above-described severe conditions can cause, in the heat
treatment at elevated temperatures, particularly in the
step of rendering the precursors flame-resistant or infus-
ible, an adhering or sticking phenomenon (hereinafter
referred to simply as adhering) between fibers and fluff-
ing or breaking of fibers resulting from generation of
- mechanical defects of fiber surfaces. Thus, it 1s not nec-
essarily easy to produce carbon fibers having definite
quality and performance with good productivity.

That is, precursor fibers for producing carbon fibers,
which are to be converted to oxidized fibers in the
oxidation step of rendering them flame-resistant or in-
fusible through complicated chemical reactions such as
intermolecular crosslinking or intramolecular cycliza-
tion, suffer softening, partial adhering, and tar forma-
tion with the progress of the reactions in the above-
described step, unavoidably leading to adhering be-
tween fibers and easy formation of fiber defects. The
adhering between fibers and generation of fiber defects
to be caused by the treatment of rendering the precur-
sor fibers flame-resistant greatly depend upon the kind
of oil composition deposited thereon. Oil compositions
with a low heat resistant fail to prevent the adhering
phenomenon and generation of fiber defects, and exert
detrimental influences on the precursor fibers.

For removing the above-described troubles or prob-
lems with the production of carbon fibers, many pro-
posals have been made on the composition of raw mate-
rials constituting precursor fibers (polymer composi-
tion, pitch composition, etc.) and on the treatment
thereof with chemicals or oils. A proper o1l composition
for the precursor must be selected taking into consider-
ation not only the troubles or problems encountered in
the step of converting the precursor into carbon fibers
but other factors as well. The oil composition to be
deposited onto the precursor directly influences pro-
ductivity, process stability, quality, performance, etc. of
the precursor itself.

For example, silicone oils are known to be effective
for preventing adhering between {ibers 1n the aforesaid
oxidation step for the production of carbon fibers using
acrylic fibers as precursor fibers, and many silicone oils
have been proposed, for example, in Japanese Patent

10

15

20

25

30

35

40

45

30

35

60

63

2
Application (OPI) Nos. 103313/80 and 122021/80, and
U.S. Pat. No. 4,259,307. |
However, although these silicone oils reduce, to
some extent, the adhering phenomenon between fibers
in the oxidation step of converting them to oxidized
fibers, acrylic fibers having been treated with the sili-

cone o1l are hable to generate static electricity, and
fluffing, winding round rollers and guides, and breaking
of fibers, etc. occurs thus rendering the process opera-
tion unstable.

SUMMARY

As a result of intensive investigations to find an oil
composition which does not cause fluffing and breaking
of precursor fibers and adhering phenomenon between
single fibers and which enables carbon fibers with high
quality and high performance to be produced, the in-
ventors have achieved the present invention.

That 15, an object of the present invention 1s to pro-
vide precursor fibers for producing carbon fibers with-
out causing the troubles of fluffing and breaking of
precursor fibers by selecting a proper oil composition to
be used in the process of producing carbon fibers.

Another object of the present invention is to provide
precursor fibers which do not undergo adhering of
single fibers in the oxidation step of converting the
precursor fibers to oxidized fibers or in the step of car-
bonizing them.

A further object of the present invention is to provide
acrylic fibers for producing carbon fibers which have
improved density and, therefore, are converted to car-
bon fibers with high strength.

These objects of the present invention can be attained
by acrylic fibers for producing carbon fibers, which
have deposited thereon an oil composition comprising a
compound of a higher alcohol containing at least 18
carbon atoms and/or a compound of a higher fatty acid
containing at least 18 carbon atoms, an organic anti-0Oxi-
dant, and a linear-chain organo silicone.

DESCRIPTION

In the o1l composition comprising a higher alcohol
compound and/or a higher fatty acid compound, an
organic anti-oxidant, and a hinear-chain organo silicone
to be used in the present invention, the organic anti-oxi-
dant has the effect of improving heat resistance of the
higher alcohol compound and/or the higher fatty acid
compound. Compounding of the silicone in addition to
the anti-oxidant does not spoil the performance of the
oil composition, and exerts the synergistic effect of
allowing the oil composition to function as a process oil
and prevents adhering or sticking between single fibers
in the oxidation step of converting them to oxidized
fibers.

As to the higher alcohol compound and/or the
higher fatty acid compound which are constituents of
the oil composition to be used in the present invention,
if the higher alcohol and the higher fatty acid contains
less than 18 carbon atoms, the o1l composition perme-
ates into precursor fibers so much that the adhering-pre-
venting effect 1s decreased, which can sometimes cause
deterioration of physical properties, particularly cause
defects of carbon fibers. Therefore, as the higher alco-
hol compound and/or the higher fatty acid compound
those in which the higher alcohol and fatty acid contain
at least 18, preferably 18 to 25, carbon atoms are used.

Examples of the higher alcohol compound include
phosphate of stearyl alcohol and ethylene oxide adducts
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[(EQ),] of stearyl alcohol, oleyl alcohol, behenyl alco-
hol or isopentacosanyl alcohol (n: about 20 to about 40).
Of these, ethylene oxide adducts [(EO),] of stearyl alco-
hol, oleyl alcohol, behenyl alcohol, isopentacosanyl
alcohol, etc. are preferably used. These compounds
may be used as a mixture of two or more of them.

As the higher fatty acid compound, there may be

used, for example, stearic acid glyceride and polyethyl-
ene glycol (PEG) stearate, PEG oleate, PEG sorbitan

oleate, PEQG sorbitan stearate, etc., with PEG stearate

and PEG oleate being preferably used. The PEG mol-
ety described above has a molecular weight of 400 to

1,000. These compounds may be used in combination of

two or more of them.

The organic anti-oxidant to be used in combination
with the higher alcohol compound and the higher fatty
acid compound is required to be compatible with these
compounds, to give precursor fibers resistance against
initial heating for converting the precursor fibers to
oxidized fibers by raising the heat resistance of the com-
pound of the alcohol and the fatty acid, and to be easily
pyrolyzed into volatiles which immediately escape with
leaving no pyrolysis residue on the precursor fibers.

As such anti-oxidant, 4,4-butylidene-bis(3-methyl-6-
tert-butylphenol), 4,4'-thio-bis(3-methyl-6-tert-butyl-
phenol), bis(2,2,6,6-tetramethyl-4-piperidine) sebacate,
tetrakis [methylene-3(3,5-di-tert-butyl-4-hydroxy-
phenyl)-propionatolmethane, di(nonylphenyl)dinonyl-
phenyl phosphite, etc. are preferably used. These com-
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them.

The anti-oxidant 1s compounded 1n an amount of 1 to
20 wt % per 80 to 99 wt % of the higher alcohol com-
pound and/or higher fatty acid compound. If the
amount 1s less than 1%, insufficient heat-resisting effects
result, whereas if more than 20%, the antioxidant can
remain as a pyrolysis residue on the resulting flame-
resistant or infusible oxidized fibers or on carbonized or
graphitized fibers, thus such amounts being unfavor-
able. -

'The linear-chain organo silicone to be compounded
in the oil composition in accordance with the present
invention must be compatible with the higher alcohol
compound and/or higher fatty acid compound, and
organo silicone substances having some water dispers-
ibility are used. Specific examples thereof include
polyether-modified polysiloxane, alcohol-modified
polysiloxane, dimethylpolysiloxane having been emul-
sion-polymerized in the presence of some emulsifier,
alkyl-modified polysiloxane, amino-modified polysilox-
ane, etc. |

Preferable organo silicones are polyether-modified
polysiloxanes having an oil viscosity (25° C.) of 50 to.
3,000 centistokes and having a glycol-to-oi1l compound-
ing ratio of 50 to 70 wt %.

This linear-chain organo silicone is compounded with
the higher alcohol compound and/or the higher fatty
acid compound and the organic anti-oxidant in an
amount ranging from 5 to 50 wt % per 50 to 95 wt % of
the higher alcohol compound and the higher fatty acid
compound and the organic anti-oxidant. If the amount is
iess than 5 wt %, the effect of the present invention of
providing high performance carbon fibers not undergo-
ing adhering is not fully exerted, whereas if the amount
1s more than 50 wt %, the effects of preventing genera-
tion of static electricity by the higher alcohol com-
pound and/or the higher fatty acid compound to be
used together with the organo silicone, preventing fluff-
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ing, and improving bundling properties become insuffi-
cient, thus such amounts being unfavorable.

The oil composition can be prepared according to
various known methods. For example, where a sohd
higher alcohol compound or a solid higher fatty acid
compound 1s used, it 1s heated to 40° to 70° C. to cause

it to melt, then an anti-oxidant is added thereto under
stirring. The resulting oil compound i1s then added to
about 40° to 70° C. water under stirring, followed by

adding thereto the organo silicone under stirring to
prepare an intended oil solution. This oil solution is
applied to precursor fibers in a conventional manner.
The amount of the oil composition to be deposited
ranges from about 0.5 to about 3% based on the weight
of the fibers. However, the deposition amount is not
limited and varies depending upon the kind of the
higher alcohol compound and higher fatty acid com-
pound and the kind of silicone.

The oil composition of the present invention com-
prises the aforesaid higher alcohol compound and/or
the higher fatty acid compound, the organic anti-oxi-
dant, and the linear-chain organo silicone. Synergistic
effects can be obtained by uniformly compounding
these ingredients.

The oil composition has the same solution stability
and the same properties of uniformly depositing onto
the precursor fibers as the straight-chain silicone does.

Carbon fibers obtained by depositing the o1l composi-
tion on the precursor fibers and subsequent heat treat-
ment do not undergo adhering, fluffing, and breaking of
fibers and possess high strength with less unevenness in
strength. In producing composite materials using the
resulting carbon fibers, ordinary processing conditions
can be employed.

The o1l composttion to be used 1n the present inven-
tion shows excellent performance as a process oil in
producing acrylic fibers to be used for producing car-
bon fibers, prevents fluffing and breaking of fibers in the
step of rendering the precursor fibers flame-resistant or
infusible, and prevents fibers from adhering to each
other in the step of rendering the precursor fibers flame-
resistant or infusible or in the step of carbonization, thus
enabling the production of carbon fibers with high pro-
ductivity.

In addition, the acrylic fibers of the present invention
provide carbon fibers having high strength, and the
resulting carbon fibers can be suitably used for produc-
Ing composite materials.

The present invention will now be described in more
detail by reference to the following examples.

EXAMPLE 1 & COMPARATIVE EXAMPLE 1

99.0 mol % of acrylonitrile, 0.5 mol % of sodium
allylsulfonate, and 0.5 mol 9% of 2-hydroxyethyla-
crylonitrile were polymerized according to a solution
polymerization process using dimethylsulfoxide as a
solvent, and a 22% spinning solution of the resulting
polymer was spun into a dimethylsulfoxide aqueous
solution, then washed and stretched in a known manner
to obtain stretched tows of 3,000 deniers and 3,000
filaments.

These stretched tows were dipped in a 5% solution of
a mixture containing stearyl alcohol EQ»q (which means
an adduct of 20 mols of ethylene oxide), di(nonyl-
phenyl)-dinonylphenyl phosphite, and polyether-modi-
fled polysiloxane [polydimethylpolysiloxane EO ad-
duct; 100 centistokes (25° C.)] in proportions given in
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Table 1, then dried at 150° C. to obtain 6.5 g/d precur-
sor fibers. |

Each precursor had deposited thereon the o1l compo-

sition in an amount of 1.7 to 2.3% based on the weight
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In the above table, the compounding properties of the
higher alcohol compound and/or the higher fatty acid
compound, anti-oxidant, and linear-chain organo sili-
cone are presented as percents by weight.

of the precursor. 5
These precursors were fed to an oxidation step of EXAMPLE 3 |
rendering them flame-resistant via guides and rollers. Oil compositions were deposited on the stretched
Generation of static electricity, formation of fluffs, fibers obtained in Example | in the same manner as in
and bundling properties during the period from produc- Example 1 except for changing the kind and compound-
tion of the precursor to the oxidation step, are shown in 10 ing ratios of the higher alcohol compound and/or the
Table 1. higher fatty acid compound, organic anti-oxidant, and
As is clear from Table 1, no electrostatic troubles Iinear-chain stlicone.
occurred and good process operation was realized only The amount of the deposited o1l composition fell
when the silicone was compounded in an amount of  within the range of from 1.8 to 2.2% based on the
50% or less. 15 weight of the precursor.
TABLE 1
Di(nonyl- Polydi-
phenyl)- methyl-
Stearyl dinonyl- poly- (Generation
Alcohol phenyl siloxane  of Static Process
No. EOy Phosphite EO Adduct Electricity Operation
Example 1 ] 859 3% 10% not good
generated
2 75% 5% 20% not good
generated
3 70% 109% 20% not | good
generated
4 45% 3% 0% slightly good
generated
Comparative 5 35% 5% 60% considerably not good
Example 1 generated
6 — — 100% seriously seriously
generated bad
7 100% — e not good
. generated
8 90% 10% — not good
generated

In the above table, the compounding proportions of
the higher alcohol compound and/or the higher fatty
acid compound, anti-oxidant, and linear-chain organo
silicone are presented as percents by weight.

EXAMPLE 2 AND COMPARATIVE EXAMPLE 2

The precursors obtained in Example 1 and compara-
tive Example 1 were continuously subjected to the
oxidation step and the carbonization step at a fiber speed
of 3 m/min.

In the flame resistance-imparting step, they were
treated in the air at 250° C. for 30 minutes and, in the

40

45

The thus treated fibers were subjected to the same
baking treatment to obtain carbonized fibers. Genera-
tion of static electricity upon production of the precur-
sor, fluffing, and bundling properties and physical prop-
erties of the carbonized fibers are shown 1n Table 3.

With every precursor, process operation was con-
ducted smoothly, with the adhering phenomenon being
greatly suppressed, and the resulting carbon fibers had
excellent physical properties.

Additionally, silicones A and B given in the follow-
ing table are as follows:

A: Ethylene oxide propylene oxide adduct of

carbonization step, they were passed through a 1,200° 50 polydimethylpolysiloxane; 300 centistokes (25° C.);
C. carbonizing furnace in a nitrogen atmosphere. B: Ethylene oxide adduct of polydimethylpolysilox-
Adhering properties and strength of the resulting ane; 600 centistokes (25° C.).
carbonized fibers are shown in Table 2.
TABLE 2
Di(nonyl- Polydi- Strength
phenyl})- methyl- Adhering of
Stearyl dinonyl- poly- of Carbonized
Alcohol phenyl sitoxane  Carbomzed Fibers
No. EO»g Phosphite EO Adduct Fibers (kg}
Example 2 ] - 85% 5% 10% no 19.4
2 715% Y% 20% no 20.1
3 70% 109% 209% no 20.2
4 459 5% 50% no 20.3
Comparative 5 35% 3% 60% no 18.0
Example 2 6 — — 1009 no 15.5
7 100% — e much 10.5
8 90% 10% e slight 16.4
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TABLE 3
Adhering Strength
Linear- QGeneration  Process of Carbon- of Carbon-
chain  of Static QOpera- 1zed ized
No. Oil Ingredient Anti-oxidant Silicone Electricity tion Fibers Fibers (kg)
1 Oleyl alcohol Di(nonyiphenyl) A (309%) not good no 19.6
EQO3g (629%) diphenyl phos- generated
phite (89)
2  Stearyl alcohol 4,4'-Butylidene- A (30%) not good no 20.1
EO»0 (50%) bis{3-methyl-6- generated
PEG40p mono-  tert-butyl-
oleate (16%) phenol) (49%)
3 PEGppg mono- Di{nonylphenyl)- B (109%) not good no 19.2
stearate (80%)  diphenyl phos- generated
phite (10%)
4  Oleyl alcohol 4,4'-Thio-bis- B (209%) not good no 20.2
EQO3p (60%) (3-methyl-6- generated
PEG00p mono- tert-butyl-
stearate (15%)  phenol) (5%)
5  Behenyl alcohol Tetrakis- A (40%) not good no 20.0
EQO49 (50%) [methylene-3- generated
(3,5-di-tert-
butyl-4-hydroxy-
phenyl)propionato]-
methane (10%)
6 Isopentacosanyl 4,4’-Butylidene- B (10%) not good no 19.2
alcohol EQgyq bis(3-methyl- generated

(86%) 6-tert-butyl-

phenol) (49%)

We claim:

1. Acrylic fibers for producing carbon fiber, which
have deposited thereon an aqueous o1 composition
comprising at least one compound selected from the
group consisting of phosphate of stearyl alcohol, ethyl-
ene oxide adduct of stearyl alcohol containing about 20
to about 40 mols of ethylene oxide, ethylene oxide ad-
duct of oleyl alcohol containing about 20 to about 40
mols of ethylene oxide, ethylene oxide adduct of behe-
nyl alcohol containing about 20 to about 40 mols of
ethylene oxide, ethylene oxide adduct of 1sopentacosa-
nyl alcohol containing about 20 to about 40 mols of
ethylene oxide, stearyl glyceride and stearic, oleic or
sorbitan-oleic ester of polyalkylene ether glycol having
a molecular weight of about 400 to about 1,000; an
organic anti-oxidant; and a linear-chain organo silicone,
as necessary ingredients.

2. The acrylic fibers for producing carbon fibers as
described in claim 1, wherein said organic antioxidant 1s
at least one member selected from the group consisting
of 4,4'-butylidene-bis(3-methyl-6-tert-butylphenol),
4.4'-thio-bis(3-methyl-6-tert-butylphenol), bis(2,2,6,6-
tetramethyl-4-piperidine) sebacate, tetrakis [methylene-
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3-(3,5-di-tert-butyl-4-hydroxyphenyl)propionato] meth-
ane, and di(nonylphenyl)dinonylphenyl phosphite.

3. The acrylic fibers for producing carbon fibers as
described in claim 1, wherein said linear-chain organo
silicone is at least one member selected from the group
consisting of polyether-modified polysiloxane, amino-
modified polysiloxane, and alkyl-modified polysiloxane.

4. The acrylic fibers for producing carbon fibers as
described in any one of claims 2, 3 or 1, wherein said oil
composition is prepared by compounding 1 to 20 wt %
of said organic anti-oxidant per 80 to 99 wt % of said at
least one compound and further compounding in the
resulting mixture 5 to 50 wt % of said linear-chain or-
gano silicone per 50 to 95 wt % of said mixture.

5. The acrylic fibers for producing carbon fibers as
described in claim 1, wherein said aqueous o1l composi-
tion deposits on the fibers in an amount of about 0.5 to
3 wt 9 based on the weight of the fibers.

6. The acrylic fibers for producing carbon fibers as
described in claim 1, wherein the acrylic fibers are bun-
dles of 500 to 30,000 filaments having a single filaments

fineness of 0.5 to 1.5 deniers.
- - e ¥ - ¥
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